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(57) ABSTRACT

The invention provides a light-emitting arrangement (100)
comprising a light source (105) adapted to emit light of a first
wavelength, and a wavelength converting member (106)
arranged to receive light of said first wavelength and adapted
to convert at least part of the light of said first wavelength to
light of a second wavelength, said wavelength converting
member comprising i) a carrier polymeric material compris-
ing a polyester backbone comprising an aromatic moiety, and
ii) at least one wavelength converting material of a specified
general formula. The perylene derived compounds have been
found to have excellent stability when incorporated into said
matrix material.

10 Claims, 1 Drawing Sheet
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1
LIGHT-EMITTING ARRANGEMENT WITH
ORGANIC PHOSPHOR

FIELD OF THE INVENTION

The present invention relates to a light-emitting arrange-
ment comprising a remote wavelength converting member
comprising a polymeric carrier and a phosphor.

BACKGROUND OF THE INVENTION

Light-emitting diode (LED) based illumination devices are
increasingly used for a wide variety of lighting applications.
LEDs offer advantages over traditional light sources, such as
incandescent and fluorescent lamps, including long lifetime,
high lumen efficacy, low operating voltage and fast modula-
tion of lumen output.

Efficient high-power LEDs are often based on blue light
emitting materials. To produce an LED based illumination
device having a desired color (e.g., white) output, a suitable
wavelength converting material, commonly known as a phos-
phor, may be used which converts part of the light emitted by
the LED into light of longer wavelengths so as to produce a
combination of light having desired spectral characteristics.
The wavelength converting material may be applied directly
on the LED die, or it may be arranged at a certain distance
from the phosphor (so-called remote configuration).

Many inorganic materials have been used as phosphor
materials for converting blue light emitted by the LED into
light of longer wavelengths. However, inorganic phosphors
suffer from the disadvantages that they are relatively expen-
sive. Furthermore, inorganic phosphors are light scattering
particles, thus always reflecting a part of the incoming light,
which leads to loss of efficiency in a device. Furthermore,
inorganic LED phosphors have limited quantum efficiency
and a relatively broad emission spectrum, in particular for the
red emitting LED phosphors, which leads to additional effi-
ciency losses.

Currently, organic phosphor materials are being consid-
ered for replacing inorganic phosphor in LEDs where con-
version of blue light to green to red light is desirable, for
example for achieving white light output. Organic phosphors
have the advantage that their luminescence spectrum can be
easily adjusted with respect to position and band width.
Organic phosphor materials also often have a high degree of
transparency, which is advantageous since the efficiency of
the lighting system is improved compared to systems using
more light-absorbing and/or reflecting phosphor materials.
Furthermore, organic phosphors are much less costly than
inorganic phosphors. However, since organic phosphors are
sensitive to the heat generated during electroluminescence
activity of the LED, organic phosphors are primarily used in
remote configuration devices.

The main drawback hampering the application of organic
phosphor materials in remote phosphor LED based lighting
systems is their poor photo-chemical stability. Organic phos-
phors have been observed to degrade quickly when illumi-
nated with blue light in the presence of air.

US2007/0273274 (Horiuchi et al.) discloses a translucent
laminate sheet comprising a light-emitting device and com-
prising an organic phosphor arranged in an airproofed cavity.
The cavity is filled with the organic phosphor in a state where
the concentration of oxygen is kept at 100 ppm and preferably
at 20 ppm or less in a vacuum or ambient atmosphere of inert
gas, to avoid deterioration of the phosphor. However, per-
forming this operation under such low concentrations of oxy-
gen is difficult and costly.
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Hence, there remains a need in the art for improved light-
emitting devices employing organic phosphor materials.

SUMMARY OF THE INVENTION

It is an object of the present invention to overcome this
problem, and to provide a light-emitting arrangement
employing a phosphor which has increased lifetime.

According to a first aspect of the invention, this and other
objects are achieved by a light-emitting arrangement com-
prising a light source, typically comprising at least one LED,
adapted to emit light of a first wavelength, and a wavelength
converting member arranged to receive light of said first
wavelength and adapted to convert at least part of the light of
said first wavelength to light of a second wavelength, said
wavelength converting member comprising i) a carrier poly-
meric material comprising a polyester comprising an aro-
matic moiety incorporated in the polymer backbone, and ii) at
least one wavelength converting material having the follow-
ing general formula I:

@

Gy, Gs
O Q O O
o O.Q o
(@) @]
Gy Gs
D E A B
X = v 1 Y= J
M L c Q
in which

G, isalinear or branched alkyl group or oxygen-containing
alkyl group C,H,,,.,0,,, n being an integer from 1 to 44 and
m<n/2, orY;

each of A, B, C, J and Q independently is hydrogen, iso-
propyl, t-butyl, fluorine, methoxy, or unsubstituted saturated
alkylC H,,,,,, nbeing an integer from 1 to 16; each of G,, G,
G, and G5 independently is hydrogen, fluorine, methoxy, or
unsubstituted saturated alkyl group C,H,,,,,, n being an inte-
ger from 1to 16, or X; and each of D, E, I, L and M indepen-
dently is hydrogen, fluorine, methoxy, or unsubstituted satu-
rated alkyl group C,H,,,, ;, n being an integer from 1 to 16.

The inventors surprisingly found that a wavelength con-
verting material having the above general formula exhibited
excellent stability and hence improved lifetime when incor-
porated in said polyester matrix. In particular, a wavelength
converting compound according to the general formula in
which G, is Y was found to be advantageous in combination
with said polyester matrix. Even more advantageously G, is
Y, each of A and C is isopropyl, each of B, J and Q is
hydrogen, each of G,, G5, G, and G5 is X and each of D, E, I,
L and M is hydrogen.

In embodiments of the invention, the polymeric material
comprises a polyester homopolymer having repeating units
of the general formula II:
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0 0
AJJ—O—B —0

wherein A is selected from the following moieties:

and wherein B is selected from the following two moieties:

CH,
B - CH,CH, N
H,C

Alternatively, the polymeric material may comprise a poly-
ester copolymer comprising various repeating units compris-
ing any combination of said moieties at positions A and B. In
particular, such a polyester copolymer may comprise first
repeating units comprising any combination of said moieties
at positions A and B, and comprising second repeating units
comprising another combination of said moieties at positions
A and B. That is, the copolymer may comprise first repeating
units in which A is one of the above A moieties, and B is one
of'the two B moieties. The second repeating units may differ
from the first repeating units either with respect to position A
or with respect to position B, or both.

In embodiments of the invention, the polymeric material
may be made from one or more aromatic dicarboxylic acids,
and may comprise polyethylene terephthalate and/or a
copolymer thereof and/or polyethylene naphthalate and/or a
copolymer thereof. In particular, the polymeric material may
comprise polyethylene terephthalate (PET) or polyethylene
naphthalate (PEN), or a copolymer thereof derived from 1,4-
cyclohexanedimethanol.

In embodiments of the invention the wavelength convert-
ing material is dispersed in the carrier polymeric material.
The polymeric material may form a film, which may contain
the wavelength converting material dispersed therein. The
content of said wavelength converting material in the wave-
length converting member may be 1% or less by weight, for
example 0.1% or less by weight, such as 0.01% or less by
weight.

In embodiments of the invention the wavelength convert-
ing member comprises a second wavelength converting mate-
rial adapted to convert light emitted by the light source to light
of a third wavelength. Thus, using more than one wavelength

A=

o2
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converting material, the spectral composition of the output
light can be more conveniently adapted as desired. The sec-
ond wavelength converting material may be inorganic or
organic.

In embodiments of the invention the light source and the
wavelength converting member are arranged mutually spaced
apart, that is in so-called remote configuration. Hence, the
phosphor is less exposed to the high operating temperature of
an LED, and the degradation rate of the phosphor material is
reduced compared to a situation where the phosphor is
arranged closer or directly adjacent to the light source.

In embodiments of the invention the wavelength convert-
ing member is contained within a sealed cavity of the light-
emitting arrangement having an oxygen concentration in the
range of 3% or less, preferably 0.6% or less, and more pref-
erably 0.1% or less, based on the total volume within the
sealed cavity. The present inventors have found that the wave-
length converting member of the present invention, compris-
ing the polymeric material and the wavelength converting
material described above shows particularly good stability
when kept under an atmosphere containing a low oxygen
content.

Optionally, the sealed cavity may further comprise a getter
adapted to remove oxygen from the atmosphere within said
cavity. Thus, a low oxygen content within the sealed cavity
may be obtained without sealing the cavity under the same
low oxygen atmosphere, or release of oxygen gas within the
sealed cavity from components or materials within the cavity
may be acceptable. In embodiments of the invention, and in
particular where the cavity also contains a getter, the cavity is
sealed by a seal which is non-hermetic, i.e. permeable to gas
such as oxygen.

It is noted that the invention relates to all possible combi-
nations of features recited in the claims.

BRIEF DESCRIPTION OF THE DRAWINGS

This and other aspects of the present invention will now be
described in more detail, with reference to the appended
drawings showing embodiment(s) of the invention.

FIG. 1 shows a side view of an exemplary embodiment of
the invention.

DETAILED DESCRIPTION

The present inventors have found that certain perylene
derivatives have unexpectedly long lifetime when exposed to
conditions which cause quick degradation of other organic
phosphor compounds. In particular, the inventors found that
when the perylene derivatives were contained in a PET
matrix, such as a film, the phosphor showed surprisingly good
stability both in air and under semi-anaerobic conditions
when illuminated with blue light.

In addition, it has been found that the phosphor material
degradation is slower when the phosphor is applied remote
instead of integrated with the LED element, because of inter
alia the lower temperature.

FIG. 1 shows an LED based light-emitting arrangement
according to an embodiment of the invention. The light-emit-
ting arrangement of this embodiment is provided as a retrofit
lamp 100. The phrase retrofit lamp is well known to the
person skilled in the art and refers to an LED based lamp
having an outer appearance of an older type of lamp which did
not have an LED. The lamp 100 comprises a base part 102,
which is provided with a traditional cap 102, such as an
Edison screw cap or a bayonet cap. Further, the lamp 100 has
a bulb shaped light outlet member 103 enclosing a cavity 104.
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A plurality of LEDs 105 are arranged on the base part 102
within the cavity 104. A wavelength converting member 106
is arranged on the inside of the light outlet member 103, i.e. on
the side of the light outlet member facing the cavity 104.

The wavelength converting member may be applied as a
coating on the light outlet member. It is also contemplated
that the wavelength converting member may be a self-sup-
porting layer, such as a film or sheet standing free from the
light outlet member and having any suitable shape. Alterna-
tively, it may be shaped as a hood member covering the LEDs
at a certain distance from the LEDs and from the light outlet
member.

The wavelength converting member comprises a matrix or
carrier for the wavelength converting material. The matrix or
carrier material is formed of polymeric material and is typi-
cally light transmissive, such that light emitted by the LEDs
and/or converted by the wavelength converting material may
be transmitted through the matrix material to the light outlet
member.

The matrix or carrier polymer material comprises a poly-
ester comprising the repeating units, at least some of which
may be derived from one or more aromatic diacids. Typically
an aromatic moiety forms part of the polymer backbone.

For example, the polymeric matrix may comprise a poly-
mer having a backbone comprising n repeating units of the
following general formula II:

i i,

wherein for at least some of the repeating units of the polymer
backbone A is an aromatic moiety selected from the following

aromatic moieties:
O Q

an

The moiety B of one or more of the above repeating units
may comprise a cyclic hydrocarbon moiety such as a cyclo-
hexane moiety. For example, the —(CH,),— moiety of the
above repeating units of the polymer backbone may be
replaced with a cyclic hydrocarbon moiety, such as a 1,4-
dimethylenecyclohexane moiety. In particular, B may be
selected from the following two moieties:
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=7

H,C

CH,

B = CH,CH,

In particular, the polymer material may be polyethylene
terephthalate (PET), wherein position A of formula II corre-
sponds to 1,4 phenylene and position B of formula II corre-
sponds to ethylene; polyethylene naphthalate (PEN) (wherein
position A of formula II corresponds to naphthalene and
position B of formula II corresponds to ethylene), and their
copolymers. PET can be produced by an esterification reac-
tion between ethylene glycol and terephthalic acid.

Hence, the matrix material may comprise one or more
polymers selected from the group consisting of: polyesters
made from ethylene glycol and at least one aromatic diacid,
copolyesters made from a mixture of ethylene glycol and
1,4-cyclohexanedimethanol and aromatic diacids, copolyes-
ters made from ethylene glycol and a mixture of aromatic
diacids and copolyesters made from a mixture of ethylene
glycol and 1,4-cyclohexanedimethanol and a mixture of aro-
matic diacids.

The wavelength converting material of the present inven-
tion may be dispersed in the matrix material. The wavelength
converting material of the invention comprises at least one
compound selected from the group comprising compounds of
the general formula I:

oy
Gy Gs
O Q O O
o O'Q .
(@) (@]
G, Gs
D E A B
X = w0 1 Y= J
M L C Q
in which

G, is alinear or branched alkyl group or oxygen-containing
alkyl group C,H,,,.,0,,, n being an integer from 1 to 44 and
m<n/2, orY;

each of A, B, C, J and Q independently is hydrogen, iso-
propyl, t-butyl, fluorine, methoxy, or unsubstituted saturated
alkyl C,H,,,,, n being an integer from 1 to 16;

each of G,, G;, G, and G5 independently is hydrogen,
fluorine, methoxy, or unsubstituted saturated alkyl group
C,H,, ., nbeing an integer from 1 to 16, or X; and each of D,
E, I, L and M independently is hydrogen, fluorine, methoxy,
or unsubstituted saturated alkyl group C,H,,,,, n being an
integer from 1 to 16.

Typically G,, G;, G, and G5 may be hydrogen or X, and at
least one of D, E, I, L. and M may be hydrogen. For example,
at least two of D, E, I, L and M may be hydrogen.

These wavelength converting compounds have been found
to have particularly good stability in a PET matrix. Typically,
at least one of J and Q may be hydrogen.
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Typically, the wavelength converting material is dispersed
in the matrix material. The concentration of the wavelength
converting material may be 1% or less, preferably 0.1% or
less, and more preferably 0.01% or less by weight, based on
the total weight of the matrix material and the wavelength
converting material.

When the carrier polymeric material is in the form of a film
having the wavelength converting material dispersed therein,
the thickness of the film may be in the range of from 10
micrometer to 2 mm. Also an injection molded form is pos-
sible.

In addition to the wavelength converting material
described above, the wavelength converting member may
optionally comprise a second wavelength converting material
adapted to convert light of the first wavelength to light of a
third wavelength. The second wavelength converting material
may be an inorganic phosphor material or an organic phos-
phor material, for example a perylene derivative. The second
wavelength converting material may also comprise a com-
pound having the same general formula as the first wave-
length converting compound, but having a different substitu-
ent in one or more of the positions G,, G,, G;, G,, G5, A, B,
C,D,E,L M, L,Jand Q.

The atmosphere within the cavity 104 may be air, or it may
be controlled so as to have a certain composition. For
example, the cavity 104 may be filled with an inert gas such as
nitrogen or a noble gas e.g. argon. In embodiments of the
invention, the oxygen concentration within the cavity 104
may be kept at a low level, e.g. at 20% or less, at 15% or less,
at 10% or less, at 5% or less, at 3% or less, 1% or less, 0.6%
or less, and preferably at 0.1% or less, by total volume of the
sealed cavity.

In embodiments of the invention, the light output member
103 may be sealed so as hermetically seal the cavity 104
containing the wavelength converting member 106. A her-
metic seal 107 may be provided to seal the cavity. The sealing
of'the cavity may be performed using methods and conditions
which reduce the content of degrading gas, such as oxygen,
within the cavity. Such methods and conditions are known to
person skilled in the art and include vacuum pumping and
filling the cavity with an inert gas; flushing the cavity with an
inert gas; or sealing the cavity in an oxygen-free environment
such as a glovebox. Thus, the atmosphere within cavity 104
may have a reduced oxygen content compared to normal air.

Alternatively, in embodiments of the invention, the cavity
104 is not hermetically sealed. For example, the seal 107 may
be permeable such as to allow a low rate of gas (e.g. oxygen)
permeation into the cavity 104. A permeable seal is typically
an organic adhesive, such as an epoxy adhesive.

Furthermore, in embodiments of the invention, the cavity
104 may optionally contain a getter 108 adapted to remove
gas, in particular oxygen, from the atmosphere within the
cavity 104. Advantageously, by using a getter the oxygen
content within the cavity 104 may be controlled without
having a hermetic seal, instead using a seal which is gas
permeable. However, it may be advantageous to use a getter
also in combination with a hermetic seal; one advantage being
that the sealing does not have to be effected under oxygen free
conditions, since the getter then will absorb at least some of
the oxygen trapped within the cavity 104.

The advantages of the phosphor compounds according to
the present invention have been demonstrated in experiments.

EXAMPLE 1

The stability (lifetime) of different organic phosphor com-
pounds was tested under different conditions. The compound
used were as follows:
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Compound I:
CH;
HiC CH;
Compound II:
O
O
Compound III:
¢}
Compound IV:

Compound 1V is available from BASF as dye F-300 or
F-305 and corresponds to the general formula I in which G1
isY and each of G,, G;, G, and G is X and each of A and C
is isopropyl, each of B, J and Q is hydrogen and each of D, E,
I, L and M is hydrogen.

Each compound was incorporated in two different poly-
meric matrices, formed into layers, and placed in air or in a
controlled atmosphere containing 0.1% oxygen in nitrogen.
The matrices containing the phosphor materials were illumi-
nated with blue light of 450 nm at a light flux density of 4.1
W/cm? and at a temperature of 60° C., and the luminescence
intensity was measured as a function of irradiation time. The
phosphor concentration and the layer thickness were chosen
such that the transmission of blue light was 90% at t=0 sec-
onds of irradiation. The lifetime of the phosphor was defined
as a 10% reduction in the luminescence intensity. The result-
ing lifetimes are presented in Table 1.



US 9,310,050 B2

TABLE 1
Matrix material; Compound Compound  Compound  Compound
atmosphere I I I v

PMMA; Seconds 10 minutes 3 minutes 40 hours

air
PMMA; Seconds 2 hours 7 hours 500 hours

0.1% oxygen in N,

PET; n.a. minutes minutes 300 hours

air
PET; n.a. 6 hours 5 hours 3200 hours

0.1% oxygen in N,

As can be seen in Table 1, compound IV showed extremely
long lifetime when contained in a PET film, both in normal air
and under an atmosphere having low oxygen content. The
other organic phosphors tested did not show such high stabil-
ity neither in air nor under reduced oxygen atmosphere.

The degradation rate of an organic phosphor depends inter
alia on the light flux density, which in turn depends on the
device configuration. It is noted that the light flux density of
4.2 W/cm? of this example is higher than what is commonly
used in LED based lighting devices comprising organic phos-
phor compounds. Hence, the present example uses acceler-
ated conditions, and it is envisaged that the wavelength con-
verting material based on Compound IV in a PET matrix
would have a lifetime of far more than 3200 h in a commercial
LED based light-emitting arrangement.

The person skilled in the art realizes that the present inven-
tion by no means is limited to the preferred embodiments
described above. On the contrary, many modifications and
variations are possible within the scope of the appended
claims. For example, it is not necessary to provide a sealed
cavity as disclosed in the embodiment illustrated in FIG. 1.1t
is contemplated that the wavelength converting member may
be contained in such a cavity, while the light source is not
contained within the same cavity, but within another cavity, or
alternatively, not within any such cavity at all. Also, it is
possible to provide a light-emitting arrangement lacking the
cavity 104. In such embodiments, the wavelength converting
member may be arranged in direct or indirect contact with the
light source, e.g. separated from the light source by a light
guide.

The invention claimed is:

1. A light-emitting arrangement comprising a light source
adapted to emit light of a first wavelength, and a wavelength
converting member arranged to receive light of said first
wavelength and adapted to convert at least part of the light of
said first wavelength to light of a second wavelength, said
wavelength converting member comprising 1) a carrier poly-
meric material comprising a polyester comprising an aro-
matic moiety incorporated into the polymer backbone, and ii)
at least one wavelength converting material having the fol-
lowing general formula I:

@

Gy Gs
O Q O O
o O. .
@) @]
G, Gs
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-continued
D E A B
X = v 1 Y= J
M L c Q

in which

G, is alinear or branched alkyl group or oxygen-containing
alkyl group C,H,,,,,0,,, n being an integer from 1 to 44
and m<n/2, orY;
each of A, B, C, J and Q independently is hydrogen, iso-
propyl, t-butyl, fluorine, methoxy, or unsubstituted satu-
rated alkyl C,H,, . n being an integer from 1 to 16;

each of G,, G;, G, and G; independently is hydrogen,
fluorine, methoxy, or unsubstituted saturated alkyl
group C,H,, ., nbeing an integer from 1 to 16, or X; and
each of D, E, I, L. and M independently is hydrogen,
fluorine, methoxy, or unsubstituted saturated alkyl
group C,H,, ., n being an integer from 1 to 16.

2. A light-emitting arrangement according to claim 1,
wherein G, is Y.

3. A light-emitting arrangement according to claim 2,
wherein each of G,, G;, G, and G5 is X, each of A and C is
isopropyl, and each of B, J, Q D, E, I, L. and M is hydrogen.

4. A light-emitting arrangement according to claim 1,
wherein the polymeric material comprises a polyester
homopolymer derived from at least one aromatic diacid hav-
ing a number (n) of repeating units of the general formula II:

A i,

wherein A is selected from the following moieties:

and wherein B is selected from the following moieties:

CH,.
B = CH,CH, N
H,C

an

A=

o2
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5. A light-emitting arrangement according to claim 4,
wherein the polymeric material comprises a polyester
copolymer comprising first repeating units comprising any
combination of said moieties at positions A and B, and com-
prising second repeating units comprising another combina-
tion of said moieties at positions A and B.

6. A light-emitting arrangement according to claim 1,
wherein the polymeric material comprises polyethylene
terephthalate and/or a copolymer thereof and/or polyethylene
naphthalate and/or a copolymer thereof.

7. A light-emitting arrangement according to claim 1,
wherein the polymeric material comprises polyethylene
terephthalate (PET) or polyethylene naphthalate (PEN), or a
copolymer thereof partly or completely derived from 1,4-
cyclohexanedimethanol.

8. A light-emitting arrangement according to claim 1,
wherein the wavelength converting compound is dispersed in
said polymeric material.

9. A light-emitting arrangement according to claim 8,
wherein said polymeric material is in the form of a film.

10. A light-emitting arrangement according to claim 8,
wherein the content of said wavelength converting material in
the wavelength converting member is 1% or less by weight.

#* #* #* #* #*
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